COMMUNICATION
5a showed the relative SP,S configuration (vide infra). Increasing the amount of MeLi improved the yield, achieving 95% (Table 1 , entry 4).
The use of toluene as solvent slightly reduced the selectivity to 92:8 dr (Table 1 , entry 5). Most remarkably, the use of a coordinating solvent like THF produced an inversion in selectivity (29:71 dr), and the major isomer was now 5b with the SP,R configuration (Table 1 , entry 6).
Reaction in 1,2-dimethoxyethane (DME) or diethylether provided almost a 1:1 mixture of diastereomers (Table 1, entries 7 and 8) . Finally, the use of THF with lithium-cation scavengers like 18-crown-16 or TMEDA gave similar results to those achieved with THF alone (Table 1, entries 9 and 10). The present results contrast with those of Ellman and Colobert, who described that the best reagents for the stereoselective addition to sulfinyl and phosphanoyl aldimines were Grignard reagents and that alkyllithium reagents provided low stereoselectivity. 4, 5 The solvent effect observed in the stereochemical outcome of the present system is remarkable. A reversal of the facial selectivity has also been described for the addition of ArLi vs. ArMgX reagents to tert-Butanesulfinyl aldimines, however, the selectivities observed are generally lower.
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To assess the scope of the 1,2-addition process, imines 2-4 were treated with various alkyl and aryllithium reagents in DCM and THF solvents (Scheme 4). Addition of MeLi to thiophenyl and naphthylimines 3 and 4 in DCM took place with excellent yield and produced isomers 6a and 7a with 98:2 and 97:3 dr respectively. The opposite isomers 6b and 7b were obtained when the reaction was conducted in THF; however, with lower selectivity (37:67 and 25:75 dr).
The solvent effect was even more marked when the imines were reacted with n-BuLi. Addition of n-BuLi to imine 2 in DCM yielded 98:2 dr of 8a while in THF a notable 12:88 dr was obtained. In the case of thiophenylimine 3, the selectivity was reversed for compounds 9a and 9b; 90:10 dr in DCM and 10:90 in THF. Finally, addition of phenyllithium was the most (SP,S)-selective of all the 1,2-additions studied. Thus, when the reaction was run in DCM, compounds 10a and 11a were obtained basically as pure diastereomers, as determined by 1 H NMR spectroscopy. However, in THF, the selectivity was almost 1:1 and the inversion of selectivity was not observed. complex 12 in 63% yield. Chloride abstraction of 12 with NaBArF led to the cationic Ir-complex 13 (61%), in which the thiophene sulfur atom is chelated to the metal center. Single crystals of 13 suitable for X-ray analysis were obtained by hexane/DCM layering. The solved crystal structure of 13 is depicted in Figure 1 . The X-ray structure of 13 allowed us to confirm that the relative stereochemistry obtained for the 1,2-addition of organolithium reagents to type II aldimines is (SP,S)/(RP,R) when DCM is used as solvent.
Scheme 5. Synthesis of a cationic iridium complex from compound (R,R)-9a. which is considerably longer than that found in S=O···Li (1.83-1.93Å) 12 and P=O···Li (1.83-1.91Å) 13 contacts. However, the longer distance between the directing group and the attacking organometallic reagent does not imply a reduction in selectivity.
The reversed selectivity observed in coordinating solvents like THF may be explained by the disruption of the chelated transition state due to solvent coordination to Li and the attack of the R-Li reagent to the less hindered face of the E-imine (Figure 2 ). The lone pair of the imine will be positioned anti to the negatively charged BH3 group to avoid electronic repulsion. 14 In this conformation, since the pro-S face of the imine is blocked by the bulky tert-butyl group, the attack of the organolithium reagent takes place preferably at the pro-R face, thus leading to the SP,R diastereomer. In summary, we have shown that the 1,2-addition of organolithium reagents to borane P-stereogenic N-phosphanylimines is a highly stereoselective process. In non-coordinating solvents, the BH3 moiety proved to be an effective directing group that binds to the 
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